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Sir: 

This is a request for filing a 

[x] Continuation [ ] Divisional 

application under 37 C.F.R. §1.62, of pending prior application 
Serial No. 08/530,537 , filed September 20, 1995 
for [Title as filed] : HEATER AND CATALYTIC CONVERTER 
[Amended Title] : same 

by [Inventors] : Fumio ABE and Keiii NOD A 

1 1. [x] Abandon said prior application as of the filing date accorded this 

application, 
i 2. [x] The filing fee is calculated below: 



BH 
=10 



; CLAIMS REMAINING IN AN APPLICATION AFTER ENTRY 
! OF ANY PRELIMINARY AMENDMENT OR AMENDMENT 

UNDER 37 CFR §1.116 NOTED BELOW 
'Total claims 10 -20 = Ox $22.00 (*11.00) = 
.Independent claims 2 - 3 = Ox $80.00 (*40.00) = 
Total Filing Fee = 



Basic Fee 
$770.00 



$770.00 



[x] A check in the amount of $ 770.00 is enclosed (Ck# ^/^S ) . 

THE COMMISSIONER IS HEREBY AUTHORIZED TO CHARGE ANY OTHER FEES 
WHICH MAY BE REQUIRED OR CREDIT ANY OVERPAYMENT TO DEPOSIT ACCOUNT 
NO. 16-0331. TWO DUPLICATE COPIES OF THIS FORM ARE ENCLOSED. 



[ ] Cancel in this application claims of the prior application before 
calculating the filing fee. At least one independent claim is 
retained for filing purposes. 




4. 



5. [xT Amend the specification by inserting before the first line the 
s ente ncejL— 

_=!»This is a Continuation of application Serial No. 08/53 0,537 filed 
September 20, 1995, now abandoned which in turn is a Continuation 
of application Serial Np< 08/067,275 filed May 26, 1993 , now 
abandoned which in turn/xs a Continuation- In-Part of application 
Serial No. 07/765, 059 /f iled September 24, 1991, now patented 

6. [ ] Please enter in the present application the Amendment Under 37 CFR 

§1.116 with any attachments filed on in said prior application 
which was not entered therein. 




7. ' [X] Priority of foreign application (s) No. 2-305430 and 2-305431 , both 
filed November 9, 1990 ; in Japan is claimed under 35 U.S.C. §119. 

[x] The certified copies were filed in prior application No. 07/765, 059 
on September 24, 1991 . 

[ ] A certified copy of the above corresponding foreign application is 
filed herewith. 



8. [ ] An Assignment document will follow in due course. 

9. [x] The power of attorney in the prior application is to Roger W. 

Parkhurst, Registration No. 25,177 and Charles A. Wendel, 
Registration No. 24,453: 

[x] a. The power appears in the original papers in the prior 
application. 

[ ] b. Since the power does not appear in the original papers, 
a copy of the power in the prior application is enclosed. 
[X] c. Address all future communications to 



PARKHURST, WENDEL & BURR, L.L.P. 
1421 Prince Street, Suite 210 
Alexandria, Virginia 22314 
Telephone: (703) 739-0220 



10. [ ] A Preliminary Amendment is enclosed herewith. 

11. [ ] Small entity status was established in the parent application via 

a verified statement filed on 




Ste^efa/ P) Burr 
Registra'feion No. 32,970 
Jeffrey S. Abel 
Registration No. 36,079 
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PATENT 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 
In re Application of: 

Fumio ABE et al. Prior Group Art Unit: 1106 

Rule 62 Continuation of 

Serial No.: 08/530,537 Prior Examiner: N. Preisch 

Filed: May 16, 1997 

For: HEATER AND CATALYTIC CONVERTER 

PRELIMINARY AMENDMENT 

Assistant Commissioner for Patents 
Washington, D. C. 20231 

Sir: 

Prior to examining the above -identified continuation 
application on the merits, please amend the application as follows: 



IN THE CLAIMS 

Please amprfcf^claims 1 and 3 as follows: 



( Twi c e Amended ) 
automobile exhaust gstsi comp^is 
a Si/Al^ ratio of not less th* 
oxide [, 3 other than zeolit 
loaded with a noble metal. 




An adsorbent for purification of 
(aKa high- silica zeolite having 
^ihd^(b) a heat-resistant 



wherein said heat- res istaixt^oxide is 



# * 



3. (Twice Amended) An\ adsorbent structure comprising: 
i a honeycomb structure \having a periphery and two ends, 

including a plurality of passages which are defined by partition 
walls and extend in an axial direction between the ends; and 

a composition including (k) a zeolite and (b) a heat- 

resistant oxide [,] other than zeolite, wherein said heat-resistant 

\ 
\ 

oxide is loaded with a noble metal, and said composition [being] is 



coated on the partition walls. 



REMARKS 



Claims 1-6 and 11-14 are pending herein. Independent claims 
1 and 3 have been amended herein. 

1. Examiners Preisch and Griffin are thanked for courtesies 
extended during several telephonic interviews on May 13, 1997. 
During the interviews/ an agreement was reached that the amendments 
herein to claims 1 and 3 should overcome the art rejection of 
record in the parent application. However, Examiners Preisch and 
Griffin stated that such claim amendments would not have been 
entered in the parent application. Accordingly, this continuation 
application has been filed to secure entry of the amendments 
herein. 

2. Claims 1-6 and 11-14 were rejected under §102(e)/§103 
over Inoue et al. or JP % 061. Applicants submit that this 
§102(e)/§103 rejection should be withdrawn in view of the 

2 



§1 



amendments to the present claims. 



As discussed during the 



interviews, the claims have been amended to clarify that the non- 
zeolite heat-resistant oxide component is that which is loaded with 
a noble metal. However, according to Inoue et al. and JP x 061, the 
zeolite component, not the non- zeolite heat-resistant oxide, is 
loaded with a noble metal. See the remarks of the Amendment filed 
December 2, 1996 in the parent application. 

For at least the foregoing reasons, withdrawal of the art 
rejection based upon Inoue et al. and JP *061 is respectfully 
requested. 

Applicants respectfully submit that the present application is 
in condition for allowance. Accordingly, Examiner Preisch is 
requested to issue a Notice of Allowance for all pending claims. 



3 



Should Examiner Preisch deem that any further action by the 
applicants would be desirable for placing this application in even 
better condition for issue, she is requested to telephone 
applicants' undersigned representative at the number listed below. 



SPB: JSA\ajb 

Attorney Docket No,: WATK: 040E 

PARKHURST, WENDEL & BURR, L.L.P. 
1421 Prince Street, Suite 210 
Alexandria, Virginia 22314-2805 
Telephone: (703) 739-0220 



Respectfully submitted, 



PARKHURST, WENDEL & BURR, L.L.P. 





Registration No. 32,970 
Jeffrey S. Abel 
Registration No. 36,079 
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5 a honeycomb structure, an adsorbent (composed mainly of 
zeolite) or an adsorbent-catalyst composition coated on 
the honeycomb structure, the electrodes being fixed to 
the honeycomb structure. The present invention also 
relates to a catalytic converter comprising at least one 



10 main monolith catalyst and a heater arranged in a 
particular order; and a catalytic converter comprising a 
honeycomb heater, at least one main monolith catalyst and 
a zeolite adsorbent arranged in a particular order. 

The above heater can be employed as a heater for 

15 domestic use, such as a hot air heater or as an 
industrial heater, such as a preheater used for control 
of automobile exhaust gas. The above catalytic 

converters can be employed for purification of automobile 
exhaust gas. 

20 Description of the Prior Art 

Catalytic converters used for purification of 
automobile exhaust gas or the like must be heated to a 
certain temperature or higher in order to exhibit their 
catalytic activities. Accordingly, when they are not 

25 sufficiently heated as in the start-up of an automobile, 
it is necessary to heat them, 

A technique for heating a catalytic converter is 
proposed in Japanese Utility Model Application Laid-Open 
No. 67609/1988. This document discloses a catalytic 

30 converter comprising (a) a ceramic monolith catalyst and 
(b) an electrically heatable metal monolith catalyst 
provided upstream of the ceramic monolith catalyst (a) 
and in close vicinity thereto, consisting of a metal 
carrier and alumina coated thereon. 



Of the harmful compounds (HC's, CO and NOx) present 
in automobile exhaust gases, particularly HC's 
(hydrocarbons) produce photochemical smog (oxidant) . 
Accordingly, regulation therefor has been tightened, and 
proposals have been made to purify the HC's discharged in 
a large amount at the engine start-up, by utilizing 
zeolite for its adsorbability. For example, there has 
been proposed apparatuses for purification of automobile 
exhaust gas, arranged in the exhaust gas system of an 
automobile, which comprise (a) a purification catalyst 
and (b) an adsorbent (e.g., zeolite) or a catalyst- 
supporting adsorbent provided upstream of the 
purification catalyst (a) [reference is made to, for 
example, Japanese Patent Application Laid-Open Nos. 
75327/1990, 173312/1990 and 135126/1990]. 

Further, an adsorbent comprising a metal carrier and 
zeolite coated thereon is disclosed in Japanese Patent 
Application Laid-Open No. 126937/1990. 

The above proposals, however, each have a problem. 
The catalytic converter disclosed in Japanese Utility 
Model Application Laid-Open NO. 67609/1988 consists of a 
metal monolith catalyst as a preheater and a main 
monolith catalyst. With this catalytic converter, it is 
difficult to purify hydrocarbons in exhaust gas, at the 
start-up of an engine. 

With the apparatus for purification of automobile 
exhaust gas arranged in the exhaust gas system of 
automobile (disclosed in Japanese Patent Application 
Laid-Open No. 75327/1990), comprising a purification 
catalyst and an adsorbent (e.g., zeolite) provided 
upstream of the purification catalyst, even if HC's are 
adsorbed by the adsorbent provided upstream of the 
purification catalyst, the HC's are desorbed from the 
adsorbent upon the warm-up of the engine. As a result, 
a considerable amount of untreated (unburnt) HC's pass 



through the purification catalyst which is not yet heated 
sufficiently. 

Japanese Patent Application Laid-open No. 
173312/1990 discloses a technique utilizing a main 
exhaust gas passage containing a catalyst and a by-pass 
passage containing an adsorbent, wherein an exhaust gas 
is passed through the by-pass passage during the start-up 
of the engine, using a switching means and, when the 
temperature of the exhaust gas has reached the working 
temperature of the catalyst provided in the main passage, 
the exhaust gas is passed through the catalyst of the 
main passage using the switching means. With this 
technique, a complicated mechanism is required to enable 
the switching from the by-pass passage to the main 
passage when the catalyst in the main passage has been 
heated sufficiently. Moreover, a substantial amount of 
an exhaust gas passes through the catalyst of the main 
passage without being purified, before the catalyst is 
heated sufficiently. 

In the apparatus for purification of automobile 
exhaust gas arranged in the exhaust gas system of an 
automobile (disclosed in Japanese Patent Application 
Laid-open No. 135126/1990) , comprising a purification 
catalyst and an adsorbent containing a catalyst supported 
thereon, provided upstream of the purification catalyst, 
the start-up of the purification catalyst is delayed 
because of the heat capacity of the adsorbent. Further, 
the amount of the catalyst added to the adsorbent is 
limited and sufficient purification is not possible. 

Japanese Patent Application Laid-Open No . 
125937/1990 discloses an adsorbent alone and mentions 
neither heater nor catalytic converter for exhaust gas 
including CO, HC's and N0 X . 
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Furthermore, a zeolite used as an adsorbent in these 
references mentioned above is of Y type or mordenite. 
The zeolite is of poor heat resistance, and it adsorbs 
water contained in the exhaust gas, resulting in lowering 
5 of adsorptive power. 

Summary of the Invention 

Objects of the present invention are to solve the 
above-mentioned problems of the prior art and to provide 
a heater and catalytic converter. 

10 In order to achieve the above objects, the present 

invention provides a heater comprising (a) a honeycomb 
structure having a number of passages, (b) an adsorbent 
mainly composed of zeolite, or an adsorbent-catalyst 
composition comprising adsorbent and a catalyst component 

15 supported thereon, the adsorbent or composition being 
coated on the honeycomb structure, and (c) at least two 
electrodes fixed to the honeycomb structure for 
electrification thereof, wherein a gas is flowed through 
the passages in the honeycomb structure and is heated* 

20 The present invention further provides a catalytic 

converter comprising at least one main monolith catalyst 
and the above heater provided upstream or downstream of 
the main monolith catalyst, or between the main monolith 
catalysts. 

25, The present invention furthermore provides a 

catalytic converter for purification of automobile 
exhaust gas, comprising (a) at least one main monolith 
catalyst, (b) a honeycomb heater comprising a honeycomb 
structure having a large number of passages and at least 

30 two electrodes for electrification fixed to the honeycomb 
structure and (c) an adsorbent composed mainly of 
zeolite, each of the at least one main monolith catalyst 
(a) , the honeycomb heater (b) and the adsorbent (c) being 
provided in the exhaust gas system of an automobile. 



In the present invention, the adsorbent composed 
mainly of zeolite and/or the honeycomb heater may contain 
a catalyst supported thereon. This is preferable because 
the adsorbability of zeolite and the catalytic activity 
of the catalyst act synergistically to provide an 
improved ability for purification of exhaust gas. 

Furthermore, in the present invention, it is also 
preferable that the honeycomb heater contains an 
adsorbent mainly composed of zeolite, or an adsorbent- 
catalyst composition comprising an adsorbent composed 
mainly of zeolite and a catalyst component supported on 
the adsorbent. 

In the catalytic converter of the present invention, 
of the at least one main monolith catalyst, the honeycomb 
heater and the adsorbent, the element having a catalytic 
activity is provided furthest downstream in the exhaust 
gas system of an automobile. Except for this 

restriction, the above three components can be arranged 
in any desired order o 

In the present invention, it is preferable to 
provide a resistance-adjusting means (e.g., a slit) 
between the electrodes which are fixed to the honeycomb 
structure because such means enables rapid heating of the 
low-temperature exhaust gas generated during engine 
start-up. 

The zeolite is preferably a high-silica zeolite 
having a Si/Al ration of 40 or more, because such a 
zeolite has higher heat resistance and relaxes the use 
conditions for catalyst. 

The adsorbent-catalyst composition comprising an 
adsorbent and a catalyst supported thereon, is preferably 
a composition comprising (a) a high-silica zeolite having 
a Si/Al ration of 40 or more, ion-exchanged with at least 
one noble metal selected from Pt, Pd, Rh, Ir and Ru and 
(b) a heat-resistant oxide containing at least one noble 



metal selected from Pt, Pd, Rh, Ir and Ru. 

The honeycomb structure is preferably obtained by 
shaping a raw material powder into a honeycomb form, 
followed by sintering. 

Furthermore, the present invention provides an 
adsorbent comprising (a) a honeycomb structure having a 
number of passages and (b) a high-silica zeolite having 
a Si/Al ratio of 40 or more, coated on the honeycomb 
structure . 

In this case, it is preferable that a catalyst 
component is supported on the high-silica zeolite. 

Brief Description of the Drawings 

Figs. 1(a) to 1(f) each illustrate a preferable 
arrangement of the catalytic converter for purification 
of automobile exhaust gas, of the present invention. 

Fig. 2 illustrates an example of the honeycomb 
heater of the present invention. 

Detailed Description of the Invention 

The present invention resides in a heater comprising 
(a) a honeycomb structure, (b) an adsorbent composed 
mainly of zeolite, or an adsorbent-catalyst composition 
comprising adsorbent and a catalyst component supported 
thereon, the adsorbent or adsorbent-catalyst composition 
being coated on the honeycomb structure, and (c) 
electrodes fixed to the honeycomb structure for 
electrification of the honeycomb structure. The present 
invention also relates to a catalytic converter 
comprising a heater and at least one main monolith 
catalyst. 

The present invention further resides in a catalytic 
converter for purification of automobile exhaust gas, 
comprising (a) a honeycomb heater with may contain a 
catalyst supported thereon, (b) at least on main monolith 



catalyst and (c) a zeolite adsorbent which may contain a 
catalyst supported thereon, the (a) , (b) and (c) being 
arranged in the exhaust gas system of an automobile. 

In most of the conventional electrical heaters for 
purification of automobile exhaust gas (i.e., those which 
include a honeycomb structure which is not coated with 
any adsorbent or any adsorbent-catalyst composition) , to 
save power consumption, electricity is passed through the 
heater for several tens of seconds before start-up of an 
engine to heat the heater. Further, no electricity is 
passed during the operation of cell motor, and 
thereafter, electricity is passed again to heat the 
heater. 

Meanwhile, in the heater of the present invention, 
since an adsorbent or an adsorbent-catalyst composition 
is coated on a honeycomb structure, or a zeolite 
adsorbent is used together with a honeycomb heater and at 
least one main monolith catalyst, no electricity is 
passed before the start-up of engine. At the start-up of 
engine driven by a cell motor, unburnt HC's in low- 
temperature exhaust gas are captured by the zeolite and 
thereafter, electricity is passed through the heater to 
heat the heater. Simultaneously, the HC's captured by 
zeolite begin to be desorbed, and the main monolith 
catalyst and/or the catalyst supported on the heater, 
generally arranged downstream of the zeolite adsorbent, 
is momentarily heated, whereby the HC's are reacted and 
purified. When a catalyst is supported on the zeolite 
adsorbent, the captured HC's are not only desorbed but 
also reacted and purified. 

Incidentally, during the start-up of an engine, the 
exhaust gas is at a fuel-rich side (an air-lean side) . 
Therefore, it is necessary to introduce into the exhaust 
gas an oxidizing gas (e.g., secondary air) to oxidize 
HC's or CO. 



Figs. 1(a) to 1(f) show preferable arrangements of 
a honeycomb heater 2 (which may contain a catalyst 
supported thereon), main monolith catalyst (s) 3 and a 
zeolite adsorbent 1 (which may contain a catalyst 
supported thereon) constituting the catalytic converter 
for purification of automobile exhaust gas according to 
the present invention. 

Of these arrangements, the arrangement of Fig. 1(a) 
wherein the zeolite adsorbent 1 is located furthest 
upstream in the exhaust gas system of an automobile is 
preferable, because it can carry out adsorption most 
easily. In this arrangement, the honeycomb heater 2 and 
the zeolite adsorbent 1 may or may not contain a catalyst 
supported thereon. 

In the arrangement of Fig. 1(b) wherein the 
honeycomb heater 2, the zeolite adsorbent 1 and the main 
monolith catalyst 3 are arranged in this order (the 
heater 2 is located most upstream), HC's can be 
controlled easily because the HC f s adsorbed by the 
zeolite adsorbent 1 can be desorbed by the 
electrification and heating of the heater 2. Also in 
this embodiment, the honeycomb heater 2 and the zeolite 
adsorbent 1 may or may not contain a catalyst supported 
thereon . 

The arrangement of Figs. 1(c) to 1(f) wherein the 
main monolith catalyst 3 is provided furthest upstream 
are preferable because the zeolite adsorbent 1 and the 
catalyst on the heater 2 are resistant to deactivation 
and have excellent durability. In the arrangements of 
Figs. 1(c) and 1(d), the zeolite adsorbent 1 or the 
honeycomb heater 2 provided intermediately may or may not 
contain a catalyst supported thereon. However, the 
honeycomb heater 2 or the zeolite adsorbent 1 provided 
furthest downstream must contain a catalyst supported 
thereon . 



In the arrangements of Figs. 1(e) and 1(f) wherein 
the zeolite adsorbent 1 and the honeycomb heater 2 are 
arranged between the main monolith catalysts 3, the 
zeolite adsorbent 1 and the honeycomb heater 2 may or may 
not contain a catalyst supported thereon. 

The zeolite used as an adsorbent in the present 
invention has no particular restriction with respect to 
its type. Preferable adsorbents include Y type zeolite, 
mordenite and commercially available products such as H- 
ZSM-5 and ZSM-8 of Mobil and Conteka and Silicalite of 
UOP. Also, there are preferably used adsorbents obtained 
by subjecting zeolite such as X type, Y type, mordenite 
or the like to a dealumination treatment to remove 
aluminum from the zeolite skeleton and thereby increase 
the Si/Al ratio. It is referable to use a high-silica 
zeolite having a Si/Al ratio or 40 or more. When the 
Si/Al ratio is less than 40, the zeolite has insufficient 
heat resistance and increased hydrophilicity . As a 
result, it shows high adsorbability for the water 
contained in exhaust gas, which is not preferable. 

In high silica zeolites, as in the case of well 
known ordinary zeolite, the minimum unit of the crystal 
lattices is a crystalline aluminosilicate, and A1 2 0 3 and 
Si0 2 are continuously bonded via an oxygen ion. These 
high-silica zeolites have a Si/Al ratio of about 10 or 
more, as compared with Si/Al ratio of 1-5 of ordinary 
zeolite. In the present invention, a high-silica zeolite 
having a Si/Al ratio of particularly 40 or more is 
preferable as mentioned above. When the Si/Al ratio is 
more than 1,000, the zeolite has reduced capacity for 
adsorption and, when a catalyst component is added 
thereto, only a small amount of noble metal (s) can be 
introduced into the zeolite by ion exchange because the 
zeolite has a small number of ion exchange sites. 
Therefore, such a zeolite is not preferable. The high- 
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silica zeolite used in the present invention is 
preferably a H (proton) type in view of the heat 
resistance. 

In the present invention, it is preferable that the 
catalyst supported on the adsorbent composed mainly of 
zeolite, contain a noble metal such as Pt, Pd, Rh or the 
like. It is also preferable that a heat-resistant oxide 
having a high specific surface area be added to the 
catalyst, in view of excellent light-off performance* A 
noble metal such as Pt, Pd, Rh or the like is supported 
on the zeolite and/or the heat-resistant oxide. In this 
case, the noble metal may be supported on the zeolite by 
ion exchange, in view of the zeolite's heat resistance 
and selective N0 X removability [the generation of NH 3 , a 
by-product, is suppressed]. 

In view of the desired catalyst properties as 
mentioned above, as the adsorbent-catalyst composition 
comprising an adsorbent and a catalyst supported thereon, 
which is most appropriate for use in the present 
invention, there can be mentioned a composition 
comprising (a) a high-silica zeolite having a Si/Al ratio 
of 40 or more, ion-exchanged with at least one noble 
metal selected form Pt, Pd, Rh, Ir and Ru and (b) a heat- 
resistant oxide containing at least one noble metal 
selected from Pt, Pd, Rh, Ir and Ru. 

The component (a) can be obtained by ion exchanging 
a high-silica zeolite with at least one noble metal 
selected from Pt, Pd, Rh, Ir and Ru, in an appropriate 
aqueous solution. The percent ion exchange of the noble 
metal is preferably 10-85%, more preferably 30-85% in 
order to obtain the above mentioned desired properties. 

The noble metal introduced into the high-silica 
zeolite by ion exchange is fixed at the exchange sites of 
the zeolite in high dispersion and can exhibit effective 
catalytic activity, is resistant to vaporization, does 
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not cause agglomeration even at high temperatures , and 
can maintain a high activity over a long period of time. 

The zeolite ion exchanged with a noble metal can be 
prepared, for example, as follows. 

A high-silica zeolite is immersed in a solution 
containing 10" 4 to 10" 1 mol/liter of a cationic metal ion. 
The system is allowed to stand, is stirred, or is 
refluxed at room temperature to 100 °C, preferably 80-90 °C 
for about 2 hours or more to subject the zeolite to ion 
exchange with noble metal ion. If necessary, filtration 
and water washing are repeated to remove metals other 
than the ion-exchanged noble metal. After the ion 
exchange, the resulting zeolite is dried conventionally 
at 80-150 °C, and further, is fired in an oxidizing or 
reducing atmosphere at 3 00-1, 000 °C for about 1-10 hours, 
to obtain a zeolite ion-exchanged with a noble metal. 

When a rare earth metal oxide (e.g., Ce0 2 , La 2 0 3 ) 
and/or an alkaline earth metal oxide is added to the 
zeolite, the resulting zeolite has a wider three-way 
catalytic activity owing to the oxygen storability of the 
rare earth metal and can find wider applications, and 
moreover has higher heat resistance owing to the addition 
of the alkaline earth metal. 

As the component (b) which is heat-resistant oxide, 
there can be used A1 2 0 3 , Ti0 2 , 2r0 2 or Si0 2 , or a compound 
oxide thereof. Addition of a rare earth metal oxide 
(e.g., Ce0 2 , La 2 0 3 ) and/or an alkaline earth metal oxide 
to the above heat resistant oxide is preferable because, 
as mentioned above, the resulting oxide can have a wider 
three-way catalytic activity and higher heat resistance. 
The component (fo) is formed by allowing the above heat- 
resistant oxide to support at least one noble metal. 

The weight ratio of the component (a) to the 
component (b) in the adsorbent-catalyst composition is 
preferably 10:90 to 85:15. When the content of the 
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component (a) is less than 10% by weight, the resulting 
composition has no selective NO x removability [the 
generation of NH 3 , a by-product, is not suppressed]. When 
the content of the component (a) is more than 85% by 
weight, the resulting composition has poor light-off 
performance. 

In the adsorbent-catalyst composition of the present 
invention, the total amount of noble metal loaded is 
preferably 10-35 g/ft 3 , more preferably 15-30 g/ft 3 . When 
the total amount of noble metals loaded is less than 
10 g/ft 3 , there are problems in light-off performance and 
durability. When the amount is more than 35 g/ft 3 , a high 
cost is incurred. In the conventional catalysts for 
exhaust gas purification, it has been necessary to load 
Rh in an amount of at least 5 g/ft 3 . Meanwhile, in the 
catalyst of the present invention using a high-silica 
zeolite having a Si/Al ratio of 40 or more, Rh loading in 
an amount of less than 5 g/ft 3 can sufficiently perform 
selective reduction of N0 X to N 2 , and further, the loading 
even in an amount of 0-2 g/ft 3 can exhibit practically 
sufficient selectivity when the resulting catalyst is 
used under relatively mild conditions (e.g., low use 
temperature and low content of poisoning material in 
exhaust gas) . 

As shown in Figs. 1(a) to 1(f), a catalytic 
converter includes zeolite adsorbent 1, honeycomb heater 
2, and main monolith catalysts 3 arranged in the exhaust 
system. During a constant state (after warm-up) the main 
monolith catalysts 3 principally purify the exhaust gas 
through its catalytic activity. 

The adsorbent-catalyst composition does not 
necessarily include a noble metal in the component (a), 
and high-silica zeolite does not necessarily undergo ion- 
exchange with noble metal. Thus, the adsorbent-catalyst 
composition may include a high-silica zeolite having a 



Si/Al ratio of not less than 40 and a heat resistant 
oxide containing at least one noble metal selected from 
Pt, Pd, Rh, Ir, and Ru. In this case, a lesser amount of 
the noble metal is required. Whether high-silica zeolite 
is ion-exchanged with a noble metal or not, the component 
(a) and the component (b) may disperse and mix with each 
other substantially uniformly. Alternatively each of 
components (a) and (b) may be present as separate layers 
on a honeycomb structure. 

In the latter case, preferably the component (a) is 
coated on a honeycomb structure as the first layer, and 
the second layer including the component (b) is coated on 
the first layer. Hydrocarbons emitted during engine 
warm-up diffuse through the second layer and are then 
trapped in the first layer including the high-silica 
zeolite. As the exhaust gas warms up, the noble metal of 
the component (b) in the second layer is activated, and 
upon elimination of the trapped hydrocarbon from the 
first layer, the hydrocarbons are converted by the second 
layer. 

The honeycomb structure is used in the present 
invention is preferably produced by shaping a raw 
material powder into a honeycomb form, followed by 
sintering. In this case, so-called powder metallurgy and 
extrusion molding are preferably used in view of the 
simple process and the low cost. 

The heater or the catalytic converter used in the 
present invention is preferably produced in the form of 
a honeycomb structure (a one-piece structure) using a raw 
material powder, because such a structure generates no 
telescope phenomenon and enables uniform heating. 

In the heater or the honeycomb heater used in the 
prese nt invention, it is preferable to use a metallic 
honeycomb structure whose surfaces or partition walls and 
pores have been coated with a heat-resistant metal oxide 



such as A1 2 0 3 , Cr 2 0 3 or the like, because the use of such 
a honeycomb structure has increased heat resistance, 
oxidation resistance and corrosion resistance. 

The honeycomb structure may be made of any material 
as long as the material can generate heat when 
electrified, and may be a metal or a ceramic. However, 
a metal is preferable as the material for the honeycomb 
structure, because of the high mechanical strength. 
Examples of such a metal include stainless steel and 
those having compositions of Fe-Cr-Al, Fe-Cr, Fe-Al, Fe- 
Ni, W-Co and Ni-Cr. Among the above materials, Fe-Cr-Al, 
Fe-Cr and Fe-Al are preferred because of the low cost and 
high resistance to heat, oxidation and corrosion. A 
metallic honeycomb structure of foil type may also be 
employed. 

The honeycomb structure employed in the present 
invention may be porous or non-porous. However, in the 
case where the honeycomb structure loads thereon a 
catalyst, an adsorbent composed mainly of zeolite, or an 
adsorbent-catalyst composition comprising the adsorbent 
and a catalyst supported thereon, a porous honeycomb 
structure is preferred because it has high adhesion to 
the catalyst, the adsorbent or the adsorbent-catalyst 
composition and prevents peeling of the catalyst, the 
adsorbent or the adsorbent-catalyst composition caused by 
a difference in the thermal expansion between the 
honeycomb structure and the catalyst, the adsorbent or 
the adsorbent-catalyst composition. 

Next, description is made of an example of the 
process for producing a honeycomb structure of the 
present invention, particularly a metallic honeycomb 
structure . 

First, for example, a Fe powder, an Al powder and a 
Cr powder, or alternatively powders of alloys of these 
metals are mixed to prepare a raw material metal powder 
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mixture having a desired composition. Subsequently, the 
raw material metal powder mixture is mixed with an 
organic binder (e.g. methyl cellulose, polyvinyl alcohol) 
and water, and the resulting mixture is extrusion-molded 
to obtain a desired honeycomb form. 

When the raw material metal powder mixture is mixed 
with an organic binder and water, an antioxidant (e.g. 
oleic acid) is preferably added to the raw material metal 
powder mixture prior to the addition of water. 
Alternatively, powder of metals subjected to an anti- 
oxidation process are preferably employed. 

Next, the shaped honeycomb body is fired in a non- 
oxidizing atmosphere at a temperature ranging between 
1,000 and 1,400°C. This firing is carried out in a non- 
oxidizing atmosphere containing hydrogen, because the 
organic binder is decomposed and thereby removed with the 
aid of Fe or the like which acts as a catalyst, and as a 
result a good sintered body can be obtained. 

Firing at a temperature lower than 1,000°C achieves 
no sintering. sintering conducted at a temperature 
higher than 1,400°C gives a deformed sintered body. 

Preferably, the surfaces of the partition walls and 
pores of the thus obtained sintered body are coated with 
a heat-resistant metal oxide by any of the following 
methods . 

(1) The metallic honeycomb structure (the sintered 
body) is subjected to a heat-treatment in an oxidizing 
atmosphere at a temperature ranging between 700 and 
1,100°C. 

(2) Al or the like is plated (e.g. vapor plating) 
on the surfaces of the partition walls and pores of the 
sintered body, and the resulting sintered body is 
subjected to a heat-treatment in an oxidizing atmosphere 
at a temperature ranging between 700 and 1,100°C. 
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(3) The sintered body is dipped into a molten metal 
(e.g. molten Al) , and the resulting sintered body is 
subjected to a heat-treatment in an oxidizing atmosphere 
at a temperature ranging between 700 and 1,100°C. 

(4) The surfaces of the partition walls and pores 
of the sintered body are coated with an alumina sol or 
the like, and the resulting sintered body is subjected to 
a heat- treatment in an oxidizing atmosphere at a 
temperature ranging between 700 and 1,100°C 

The above heat treatment is carried out preferably 
at a temperature between 900 and 1,100°C in view of the 
heat resistance and oxidation resistance of the resulting 
honeycomb structure. 

Next, the obtained metallic honeycomb structure is 
provided, between the electrodes to be described below, 
with a resistance-adjusting means of any form. 

The resistance-adjusting means provided between the 
electrodes of the honeycomb structure may preferably 
take, for example, any of the following forms: 

(1) a slit or slits of any length, formed in any 
direction at any position, 

(2) variation in length or partition walls in the 
axial direction of passages, 

(3) variation in the thickness (wall thickness) of 
partition walls of the honeycomb structure or variation 
in the cell density of the honeycomb structure, and 

(4) a slit or slits formed in the partition wall 
(rib) of the honeycomb structure. 

The metal honeycomb structure obtained in the manner 
described above is provided with electrodes, ordinarily 
on the outer periphery or inside by means of brazing, 
welding or the like, whereby a heater or a honeycomb 
heater of the present invention is produced. 



Incidentally, the electrodes used herein refer to 
all types of terminals capable of applying a voltage to 
the heater, and include a terminal obtained by directly 
joining the outer periphery of a heater to its casing, an 
earth , etc . 

The metallic honeycomb structure, when used as a 
heater, is preferably produced so as to have an overall 
resistance of 0* 001-0* 5H. 

Whereas the honeycomb structure employed in the 
present invention may have any form, it is desirable that 
specifically the cell density is in the range of, for 
example, 6 to 1,500 cells/in 2 (0.9-233 cells/cm 2 ) with the 
wall thickness ranging from 50 to 2,000 /im. 

As stated above, the honeycomb structure employed in 
the present invention may be porous or non-porous and may 
have any porosity. However, to achieve sufficient 
mechanical properties, oxidation resistance and corrosion 
resistance, the porosity of the metallic honeycomb 
structure is preferably held between 0 and 50% by volume 
with the most preferable porosity being less than 25% by 
volume. In a honeycomb structure having a catalyst, 
adsorbent or adsorbent-catalyst composition supported 
thereon, the porosity is preferably held at 5% or above 
to ensure strong adhesion between the honeycomb structure 
and the catalyst, adsorbent or adsorbent-catalyst 
composition. 

The term "honeycomb structure" used herein refers to 
an integral body having a large number of passages 
partitioned by walls. The passages may have any cross- 
sectional shape (cell shape) , for example, a circular, 
polygonal or corrugated shape. 

The heater of the present invention can be produced 
by coating, on the honeycomb structure, the above- 
mentioned adsorbent composed mainly of zeolite or the 
above-mentioned adsorbent-catalyst composition comprising 
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the adsorbent and a catalyst component supported thereon. 
The adsorbent or the adsorbent-catalyst composition is 
coated on the honeycomb structure in a film thickness of 
preferably 10-100 jim- When the film thickness is less 
than 10 /lot, the resulting heater has insufficient 
durability o When the film thickness is more than 100 pm, 
the heater gives too large a pressure loss« 

The coating of the adsorbent or the adsorbent- 
catalyst composition on the honeycomb structure can 
generally be carried out, for example, by coating a 
slurry of the adsorbent or adsorbent-catalyst composition 
on the honeycomb structure or dipping the honeycomb 
structure in the slurry. For example, a high-silica 
zeolite having a Si/Al ratio of not less than 40 is 
pulverized in a standard wet method, and a resultant 
slurry is coated onto the partition walls of a honeycomb 
structure. The slurry preferably includes a small amount 
(2-10 wt. %) of an inorganic binder, such as alumina sol 
and silica sol, so that a resultant coating adheres well 
to the surfaces of the honeycomb structure. The high- 
silica zeolite may be subjected to ion-exchange with at 
least one metal selected from a group consisted of Pt, 
Pd, Rh, Ir and Ru. 

Processes for producing an adsorbent-catalyst 
composition are given below « As a first process, a 
honeycomb structure is coated with a slurry including a 
high-silica zeolite having a Si/Al ratio of not less than 
40 and a heat-resistant inorganic oxideo The high-silica 
zeolite used in the slurry may be subjected to ion 
exchange in advance so as to load a noble metal selected 
from a group consisting of Pt, Pd, Rh, Ir and Ru onto the 
high-silica zeolite. Alternatively, the slurry may 
include a precursor for forming the heat-resistant oxide 
instead of the heat-resistant inorganic oxide itself. 
Then the slurry coated on the honeycomb structure is 
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dried and/or fired. The honeycomb structure is 
impregnated with a solution containing at least one metal 
selected from Pt, Pd f Ir and Ru, followed by drying 
and/or firing the impregnated honeycomb structure. In 
5 this first process most of the impregnated metal is 
loaded onto the heat-resistant inorganic oxide because 
the high-silica zeolite is hydrophobic. 

As a second process for producing an adsorbent 
catalyst composition, a honeycomb structure is coated 

10 with a slurry including: (i) a high-silica zeolite 
having a Si/Al ratio of not less than 40, or a high- 
silica zeolite having a Si/Al ratio of not less than 40 
which is subjected to ion exchange in advance with at 
least one metal selected from Pt, Pd, Rh, Ir and Ru; and 

15 (ii) a heat-resistant inorganic oxide loaded with at 
least one metal selected from Pt, Pd, Rh, Ir and Ru, or 
a precursor for the heat-resistant oxide. Then the 
slurry coated on the honeycomb structure is dried and/or 
fired. 

20 A third process for producing an adsorbent-catalyst 

composition includes the steps of: (1) coating a 
honeycomb structure with a slurry including a high-silica 
zeolite having a Si/Al ratio of not less than 40, or a 
zeolite precursor; (2) forming a first coating layer 

25 wherein the honeycomb structure after the first coating 
step is dried and/or fired, or is hydrothermally 
synthesized and dried and/or fired (optionally, the first 
coating layer is impregnated with a solution containing 
at least one metal selected from Pt, Pd, Rh, Ir and Ru so 

30 that the selected metal is loaded onto the high-silica 
zeolite) ; (3) coating the honeycomb structure with a 
slurry including a heat-resistant oxide or its precursor; 
and (4) forming a second coating layer wherein the 
honeycomb structure is dried and/or fired, and is then 

35 impregnated with a solution containing at least one metal 
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selected from Pt, Pd, Rh, Ir and Ru, to allow said metal 
to be supported on the honeycomb structure, and then 
drying and/or firing the resulting catalyst. 

A fourth process for producing an adsorbent-catalyst 
5 composition includes the steps of: (1) coating a 
honeycomb structure with a slurry including a high-silica 
zeolite having a Si/Al ratio of not less than 40, or a 
zeolite precursor; (2) forming a first coating layer 
wherein the honeycomb structure after the first coating 

10 step is dried and/or fired, or is hydrothermally 
synthesized and dried and/or fired (optionally, the first 
coating layer is impregnated with a solution containing 
at least one metal selected from Pt, Pd, Rh, Ir and Ru so 
that the selected metal is loaded onto the high-silica 

15 zeolite; (3) coating the honeycomb structure with a 
slurry including a heat-resistant oxide loaded with at 
least one metal selected from Pt, Pd, Rh, Ir, and Ru or 
precursor thereof and the honeycomb structure is dried 
and/or fired. The second coating step may be repeated 

20 several times to form several coating layers including 
the heat-resistant inorganic oxide. In this embodiment, 
the noble metal included in one coating layer may differ 
from a noble metal included in another coating layer. 

In any of the four processes, a slurry including a 

25 zeolite may further include a small amount of an 
inorganic binder, such as alumina sol and silica sol, so 
that a resultant coating adheres better to the surfaces 
of the honeycomb structure. The high-silica zeolite and 
the heat-resistant oxide optionally include a rare earth 

30 oxide, such as Ce0 2 , La 2 0 3 , etc., and an alkaline earth 
metal. When a slurry for an adsorbent and an adsorbent- 
catalyst composition coated onto partition walls of a 
honeycomb structure is dried, the honeycomb structure may 
be heated at a temperature ranging from 80 °C to 150 °C. 

35 When the slurry coated onto partition walls of the 
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honeycomb structure is fired, the honeycomb structure may 
be fired at a temperature ranging from 3 00°C to 1,000°C 
As the main monolith catalyst used int the catalytic 
converter of the present invention, a conventional type 
5 may be used, but a three-way catalyst is preferable. 

The zeolite adsorbent may employ any structure, for 
example, brads, pellets, a honeycomb structure or the 
like. But, a honeycomb structure is preferable in view 
of the pressure loss. In this case, the honeycomb 
10 structure itself may be composed mainly of zeolite; 
however, it is preferable that an adsorbent composed 
mainly of zeolite be loaded on a ceramic or metallic 
substrate which is heat-resistant and thermal shock 
resistant. 

15 The present invention is hereinafter described in 

more detail by way of Examples. However, the present 
invention is in no way restricted to these Examples. 

Zeolites used in the Examples are disclosed. These 
zeolites include mordenite zeolite A of H type, ZSM-5 
20 zeolites B to E of H type, zeolite F that was obtained by 
immersing zeolite A into boiling hydrochloric acid so as 
to increase the Si/Al ratio, and ZSM-5 zeolite G of Na 
type. All of the zeolites A to G are commercially 
available. While zeolite G had an alkaline metal content 
25 of 0.85% by weight, the other zeolites had an alkaline 
metal content of up to 0.1% by weight. The Si/Al ratio 
of these zeolites are given in Table 1. 
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TABLE 1 







BET Specific Surface Area (m 2 /g) 
according to Heat Treatment 
Temperature ( ° C) 


Kind of 


Si/Al 

AIOllC 

Ratio 


Prior to 
Heat 

Treatment 


900 


1,000 


1,100 


A 


14 


360 


120 


30 


<1 


B 


48 


410 


400 


300 


30 


C 


130 


415 


410 


300 


285 


D 


215 


405 


405 


360 


320 


E 


500 


400 


400 


360 


350 


F 


50 


400 


400 . 


310 


45 


G 


200 


350 


30 


5 


<1 



BET specific surface areas (m 2 /g) of these zeolites 
were measured at room temperature prior to heat 
treatment* After standing these zeolites in an electric 
furnace at 900°C, 1,000°C and 1,100°C for 5 hours, BET 
5 specific surface areas were measured again* These 
results are tabulated in Table 1. 

As is clear from Table 1, the heat resistance of 
zeolite depends on its Si/Al ratio, and a zeolite having 
a Si/Al ratio not less than 40 maintains a sufficient 
10 specific surface area even at 1,000°C. When a zeolite is 
used in an exhaust system of an automobile, a maximum 
temperature to which the zeolite is exposed is about 
1,000°C. Thus a specific surface area of a zeolite after 
its heat treatment at 1 / 000°C is a criterion for its heat 
15 resistance in its application. 

Zeolites A and B in powder form, which did not 
undergo heat treatment, were exposed at room temperature 
to a mixture of propane, propylene, and water* The ratio 



of propane to propylene is 2 to 1, and the mixture 
includes the water by 10%. An amount of propane and 
propylene adsorbed onto the zeolites were measured. 
Zeolite B adsorbed propane and propylene 1.5 times 
greater than did zeolite A. This result indicates that 
zeolite A is more prone to be poisoned by water than 
zeolite B. 
Example 1 

A Fe powder, a Fe-Al powder (Al: 50 wt.%) and a Fe- 
Cr powder (Cr: 50 wt.%) having average particle sizes of 
10, 20 and 22 jLtm, respectively, were mixed to prepare a 
mixture having a composition of Fe-22Cr-5Al (% by 
weight) . To the mixture were added an organic binder 
(methyl cellulose) , an antioxidant (oleic acid) and water 
to prepare a readily moldable body. The body was 
subjected to extrusion molding to obtain a honeycomb 
structure consisting of square cells having a rib 
thickness of 4 mil and passages of 400 cells/in 2 (cpi 2 ) . 
The honeycomb structure was dried and then fired in H 2 
atmosphere at 1,3 00°C. Thereafter, the honeycomb 
structure was subjected to a heat treatment in air at 
1,000°C. The resulting honeycomb structure had a 
porosity of 22% by volume and an average pore diameter of 
5 Mm. 

On the above honeycomb structure having an outside 
diameter of 90 mm0 and a length of 50 mm was coated, in 
a thickness of 50 pm, a slurry obtained by mixing 95% by 
weight of H-ZSM-5 having a Si/Al ratio of 48 with 5% by 
weight of boehmite as a binder and then adding an 
appropriate amount of nitric acid. The resulting 
honeycomb structure was dried and fired to obtain a 
honeycomb structure coated with an adsorbent composed 
mainly of zeolite. Then, as shown in Fig. 2, two 
electrodes 11 were provided on the outer wall 10 of the 
honeycomb structure. Also, as shown in Fig. 2, six slits 



III 
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12 having a length of 70 mm were formed in the honeycomb 
structure in the axial direction of the passages (the 
slits provided at the two ends had a length of 50 mm) at 
intervals of seven cells (about 10 mm) . A zirconia type 
5 heat-resistant inorganic adhesive was filled in the outer 
peripheral portion 13 of each slit 12 to form an 
insulating portion. Thus, a heater of electrical heating 
type was produced. 

The thus obtained heater was provided in front 

10 (upstream) of a commercially available three-way catalyst 
as a main monolith catalyst which was supported on a 
ceramic honeycomb structure consisting of square cells of 
6 mil in rib thickness and 400 cells/in 2 in passage 
number, whereby a catalytic converter was produced. 

15 The catalytic converter was evaluated as follows. 

That is, in order to examine the performance at 
engine start-up, the catalytic converter was subjected to 
Bag 1 test by U.S. FTP, using an automobile of 2,400 cc 
displacement . 

20 The heater was electrified at 12 V. The 

electrification was started after 10 seconds from engine 
start-up and stopped after 40 seconds from the start. 
During the electrification, control was made so that the 
gas temperature in the heater center became 400 °C. Also, 

25 secondary air was fed into the catalytic converter at a 
rate of 200 liters/min for 50 seconds after engine start- 
up. 

The results are shown in Table 1. 
Example 2 

30 The same catalytic converter as in Example 1 was 

evaluated in the same manner as in Example 1 except that 
the electrification of the heater was started right after 
engine cranking. The results are shown in Table 2. 
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Comparative Example 1 

A catalytic converter consisting of only the same 
commercially available three-way catalyst as in Example 
1 was evaluated in the same manner as in Example 1 except 
that no secondary air was introduced. The results are 
shown in Table 2. 
Comparative Example 2 

The same catalytic converter as in Example 1 was 
evaluated in the same manner as in Example 1 except that 
no electrification of the heater was conducted. The 
results are shown in Table 2. 
Example 3 

The zeolite adsorbent of Example 1 was replaced by 
a zeolite adsorbent-catalyst composition. 

The zeolite adsorbent-catalyst composition was 
prepared as follows. 

H-ZSM-5 (a zeolite having a Si/Al ratio of 48) was 
immersed in an aqueous solution containing 10' 2 mol/liter 
of cationic platinum complex [ (NH 3 ) 4 PtCl 2 ] . The system was 
refluxed at 90 °C for 24 hours to conduct ion exchange. 
The resulting zeolite was water-washed five times under 
vacuum filtration, then dried at 100 °C for 16 hours, and 
fired at 550 °C for 3 hours to obtain a zeolite ion- 
exchanged with platinum. 

There were mixed 40 parts of commercially available 
y-Al 2 0 3 (BET specific surface area: 200 m 2 /g) , 10 parts 
(in terms of Ce0 2 ) of Cerium acetate and a Ce0 2 powder, 50 
parts of the above-obtained ion-exchanged zeolite and an 
appropriate amount of acetic acid, to form a slurry. 
This slurry was coated on the same honeycomb structure as 
in Example 1, in a thickness of 50 /m# followed by drying 
and firing. On the y-Al 2 0 3 - Ce0 2 of the resulting honeycomb 
structure were loaded Pt and Rh by impregnation, after 
which firing was conducted, to finally obtain adsorbent- 
catalyst composition composed mainly of zeolite and 
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loading Pt and Ph at a ratio of 19/1 in an amount of 
30 g/ft 3 . 

Using this adsorbent-catalyst composition, a 
catalytic converter was produced in the same manner as in 
5 Example 1 and evaluated in the same manner as in Example 
1. The results are shown in Table 2. 
Example 4 

The same catalytic converter as in Example 3 was 
evaluated in the same manner as in Example 3 except that 
10 the electrification of the heater was started right after 
engine start-up. The results are shown in Table 2. 
Example 5 

The evaluation of catalytic converter was effected 
in the same manner as in Example 4 except that the same 

15 adsorbent-catalyst composition as in Example 4 was 
provided downstream of the same commercially available 
three-way catalyst as in Example 4. The results are 
shown in Table 1. 
Comparative Example 3 

20 The same catalytic converter as in Example 3 was 

evaluated in the same manner as in Example 3 except that 
no electrification of the heater was conducted. The 
results are shown in Table 2. 



TABLE 2 





HC (g) 


CO (g) 


NO (g) 


Example 1 
Example 2 


1.35 (53) 
1.38 (54) 


11.8 (55) 
12.0 (56) 


2.01 (90) 
2.05 (92) 


Comparative 
Example 1 

Comparative 
Example 2 


2.56 (100) 
2.30 (90) 


21.5 (100) 
20.4 (95) 


2.23 (100) 
2.19 (98) 


Example 3 
Example 4 
Example 5 


1.02 (40) 
0.97 (38) 
1.10 (43) 


10.8 (50) 
10.0 (47) 
11.0 (51) 


1.87 (84) 
1.81 (81) 
1.83 (82) 


Comparative 
Example 3 


2.18 (85) 


19.4 (87) 


2.01 (90) 
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Each of the figures in parentheses indicates a 
relative value of each exhaust gas when each value of 
Comparative Example 1 was taken as 100. 
Examples 6-13 and Comparative E xamples 4-5 
[Preparation of honeycomb heater] 

A Fe powder, a Fe-Al powder (Al: 50 wt.%) and a Fe- 
Cr powder (Crs 50 wt. %) having average particle sizes 
of 10, 20 and 22 pm, respectively, were mixed to prepare 
a mixture having a composition of Fe-22Cr-5Al (% by 
weight) • To the mixture were added an organic binder 
(methyl cellulose) , an antioxidant (oleic acid) and water 
to prepare a readily moldable body. The body was 
subjected to extrusion molding to obtain a honeycomb 
structure consisting of square cells having a rib 
thickness of 4 mil and passages of 400 cells/ in 2 (cpi 2 ) . 
The honeycomb structure was dried and then fired in H 2 
atmosphere at l,300°C. Thereafter, the honeycomb 
structure was subjected to a heat treatment in air at 
1,000°C„ The resulting honeycomb structure had a 
porosity of 22% by volume and an average pore diameter of 
5 Mm. 

On the outer wall 10 of the above honeycomb 
structure having an outside diameter of 90 mm0 and a 
length of 50 mm were provided two electrodes 11, as shown 
in Fig- 2. Also, as shown in Fig. 2, six slits 12 having 
a length of 70 mm were formed in the honeycomb structure 
in the axial direction of the passages (the slits 
provided at the two ends had a length of 50 mm) at 
intervals of seven cells (about 10 mm) . A zirconia type 
heat-resistant inorganic adhesive was filled in the outer 
peripheral portion 13 of each slit 12 to form an 
insulating portion. Thus, a honeycomb heater was 
produced . 
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[Loading of catalyst A on heater] 

On the honeycomb heater was coated y-A1 2 0 3 * Ce0 2 (70:30 
by weight) . Then Pt and Rh were loaded in a total amount 
of 35 g/ft 3 at a ratio of Pt/Rh = 5/1, after which firing 
was effected to load a catalyst A on the heater. 
[Loading of catalyst B on heater] 

On the same honeycomb heater was coated a mixture 
consisting of 50 parts of H-ZSM-5 (Si/Al ratio = 48) ion- 
exchanged with Pt and 50 parts of y-Al 2 <y Ce0 2 (80:20 by 
weight). Further, on the y-Al 2 0 3 - CeQ 2 were loaded Pt and 
Rh by impregnation to finally load Pt/Rh at a ratio of 
19/1 in a total amount of 35 g/ft 3 « The resultant 
honeycomb heater was fired at 600 °C to coat a catalyst B 
on the honeycomb heater in a film thickness of 50 /ra* 
[Zeolite adsorbent] 

H-ZSM-5 (Si/Al ratio = 48) was coated, in a film 
thickness of 50 tim f on a commercially available 
cordierite honeycomb carrier of 25 mm in length (a 
honeycomb structure consisting of square cells of 6 mil 
in rib thickness and 400 cells/in 2 in passage number, a 
product of NGK INSULATORS, LTD.). Then, firing was 
effected at 600 °C to produce a zeolite adsorbent. 
[Loading of catalyst B on zeolite adsorbent] 

The catalyst B was coated and loaded on the above- 
mentioned cordierite honeycomb carrier of 25 mm in 
length, in the same manner as in the above-mentioned 
loading of catalyst B on the heater* 
[Loading of catalyst C on zeolite adsorbent] 

The above-mentioned cordierite honeycomb carrier was 
coated with a mixture of 50 parts of H-ZSM-5 having a 
Si/Al ratio of 48 and 50 parts of y-A1 2 0 3 * Ce0 2 (80:20 by 
weight) • The honeycomb carrier was loaded with Pt and Rh 
having a molar ratio of 19 to 1 in a total amount of both 
metals of 35 g/ft 3 * The resulting honeycomb carrier was 
fired at 600 °C to form catalyst C coated on the honeycomb 
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carrier • The zeolite of catalyst C has a Si/Al ratio of 
48 and is hydrophobic so that most of the platinum and 
rhodium metals are loaded onto y-Al 2 0 3 - Ce0 2 . 
[Loading of catalyst D on zeolite adsorbent} 

The above-mentioned cordierite honeycomb carrier was 
coated with H-ZSM-5 having a Si/Al ratio of 48 to form 
the first layer on the honeycomb carrier. The second 
layer consisting essentially of y-Al 2 0 3 - Ce0 2 (80:20 by 
weight) was formed on the first layer- An amount of H- 
ZSM-5 of the first layer is equal in terms of weight to 
an amount of y-Al 2 cy Ce0 2 of the second layer. The second 
layer was loaded with Pt and Rh having a molar ratio of 
19 to 1 in a total amount of both metals of 35 g/ft 3 . The 
resulting honeycomb carrier was fired at 600 °C to form 
catalyst D coated on the honeycomb carrier. The layers 
of the catalyst D had a thickness of 50 fj,m. 
[Loading of zeolite adsorbent on heater] 

The zeolite adsorbent was coated and loaded on the 
honeycomb heater, in the same manner as in the above- 
mentioned production of the zeolite adsorbent on the 
cordierite honeycomb carrier. 
[Main monolith catalyst] 

There was used a commercially available three-way 
catalyst whose carrier was a ceramic honeycomb structure 
consisting of square cells of 6 mil in rib thickness and 
400 cells/in 2 in passage number. 

The above honeycomb heaters, zeolite adsorbents and 
main monolith catalyst were arranged in the orders shown 
in Table 2 to assemble catalytic converters. The 
converters were evaluated as follows. 

In order to examine the performance at engine start- 
up, the catalytic converter was subjected to Bag 1 test 
by the U.S. FTP, using an automobile of 2,400 cc 
displacement. The heater was electrified at 12 V. The 
electrification was started after 10 seconds from engine 



start-up and stopped after 40 seconds from the start. 
During the electrification, control was made so that the 
gas temperature in the heater center became 400 °C. Also, 
secondary air was fed into the catalytic converter at a 
rate of 200 liters/min for 50 seconds after engine start- 
up. 

The results are shown in Table 2 . 

For comparison, the same evaluation as above was 
made on the case wherein only the main monolith catalyst 
was used (Comparative Example 4), as well as on the case 
wherein the zeolite adsorbent and the main monolith 
catalyst were used but no honeycomb heater was used 
(Comparative Example 5) . The results are shown in Table 
2. 

As is clear from Table 2, the catalytic converters 
of the present invention can well purify each exhaust gas 
component such as HC, CO, NO or the like. 
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As stated above, in the present invention, the 
absorbability of zeolite and the heat-generatability of 
the heater can greatly improve the purification of 
exhaust gas components, particularly HC's and CO, whereby 
the amounts of these components discharged into the 
atmosphere can be reduced significantly. 

Also, in the converter of the present invention, the 
zeolite adsorbent, the heater and the main monolith 
catalyst (s) can be arranged in the most appropriate order 
in view of the type of exhaust gas, the purpose of 
purification, the catalyst life, etc. 
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ABSTRACT 

An adsorbent structure including a honeycomb 
structure having a periphery and two ends, the honeycomb 
structure having a plurality of passages which are 
5 defined by partition walls and extend in an axial 
direction between the ends, and a composition including 
zeolite coated on the partition walls. The zeolite may 
be a high-silica zeolite having a Si/Al ratio of not less 
than 40. The composition may include a mixture of 

10 zeolite and heat-resistant oxide loaded with a noble 
metal, and the zeolite may also be loaded with a noble 
metal. Further, the composition may include two layers, 
a first layer comprising zeolite, and a second layer 
comprising a heat-resistant oxide loaded with a noble 

15 metal. The first layer comprising zeolite may be loaded 
with a noble metal. 
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